6a-e were obtained from commercially suppliers or synthesized by following the classical Midland´s procedure. 3 The conductivities were measured at room temperature, in ca. 10 was added, in the absence of light at room temperature and the mixture stirred for 1h.
After, the AgBr formed was filtered off (Kieselghur), the solution was then concentrated to ca. 2 ml and diethyl ether (30 ml) was added yielding a white microcrystalline solid which was washed with diethyl ether (3 x 20 ml) and vacuum-dried. Compound 3a:
Yield 93 % (0.492 g). Anal. [a] Reactions were performed under N 2 atmosphere at 80 ºC using 1 mmol of the alkynol 4a in 1 mL of the corresponding solvent 5 mol% of catalyst 3b.
[b] Isolated yields.
General procedure for the catalytic propargylic isomerisation in IL:
The rhenium catalyst 3b, the appropriate IL (1 g) and the corresponding alkynol (1 mmol) were introduced into a Schlenck-tube under nitrogen atmosphere. The mixture was then heated at 80 ºC for the indicated time (the course of the reaction was monitored by regular sampling and analysis by GC). After completion of the reaction, the organic product was extracted with diethyl ether (3 x 5 mL). As previously mentioned, the organic crude reaction was purified by flash chromatography over silica gel using [a] Reactions were performed under N 2 atmosphere at 80 ºC using 1 mmol of the alkynol 4a in 1g of the corresponding IL with 5 mol% of catalyst 3b.
[b] Isolated yields. Geometrical calculations were made with PARST. 9 The crystallographic plots were made with PLATON. 
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